S-3
HRMS: C 10 H 9 BrN [M+H]+ calculated 221.9913 was found 221.9919, spectral data are consistent with those reported in the literature.
3

Synthesis of 1-(4-bromo-3-(1H-pyrrol-1-yl)phenyl)ethan-1-one (1b):
Synthesized according to the general procedure using 2-bromo-aniline (1.0 g, 4.6 mmol). Purified by flash column chromatography (hexane : ethyl acetate, 96:4) to yield the compound as a white solid (1.04 g, 85%). (CDCl 3 , 300 MHz, ppm): δ 7.89 (t, J = 1.2 Hz, 1H), 7.80 (m, 2H), 6.90 (t, J = 2.2 Hz, 2H), 6.37 (t, J = 2.1 Hz, 2H), 2.61 (s, 3H).
H NMR
13
C NMR (CDCl 3 , 75 MHz, ppm): δ 196.4, 140.9, 137.2, 134.4, 128.2, 128.0, 125.6, 122.3, 109.9, 26.8 
Synthesis of 1-(2-bromo-5-(trifluoromethyl)phenyl)-1H-pyrrole (1c):
Synthesized according to the general procedure using 2-bromo-aniline (1.0 g, 4.1 mmol). Purified by flash column chromatography (hexane : ethyl acetate, 99:1) to yield the desired compound as a colourless oil (0.96 g, 80%). (CDCl 3 , 300 MHz, ppm): δ 7.84 (d, J = 8.3 Hz, 1H), 7.6 (s, 1H), 7.49 (s, 1H), 6.94 (t, J = 1.8 Hz, 2H), 6.41 (t, J = 1.8 Hz, 2H).
H NMR
13
C NMR (CDCl 3 , 75 MHz, ppm): δ 141. 1, 134.8, 131.7, 131.3, 130.8, 130.4, 125.5, 125.4, 125.4, 125.3, 125.2, 123.9, 122.3, 110 
Synthesis of 3-bromo-2-(1H-pyrrol-1-yl)pyridine (1e):
Synthesized according to the general procedure using 2-bromo-aminopyridine (1.0 g, 5.7 mmol). Purified by flash column chromatography (hexane : ethyl acetate, 99:1) to yield the desired compound as a colorless solid (0.65 g, 51%).
1
H NMR (CDCl 3 , 300 MHz, ppm): δ 8.44 (dd, J = 4.6, 1.6 Hz, 1H), 8.0 (dd, J = 7.9, 1.6 Hz, 1H), 7.29 (t, J = 2.2 Hz, 2H), 7.1 (dd, J = 7.9, 4.6 Hz, 1H), 6.36 (t, J = 2.2 Hz, 2H).
13
C NMR (CDCl 3 , 75 MHz, ppm): δ 150. 1, 147.6, 143.7, 122.7, 121.5, 112.5, 110 
Synthesis of 1-(2,6-dibromophenyl)-1H-pyrrole (1f):
Synthesized according to the general procedure using 2,6-dibromo-aniline (1.0 g, 3.3 mmol). Purified by flash column chromatography (hexane:ethyl acetate, 98:2) to yield the desired compound as white solid (1.01 g, 84%).
1
H NMR (CDCl 3 , 300 MHz, ppm): δ 7.67 (s, 1H), 7.64 (s, 1H), 7.20 -7.11 (m, 1H), 7.84 -6.25 (m, 8H) , 6.69 (t, J = 2.1 Hz, 2H), 6.40 (t, J = 2.1 Hz, 2H).
13
C NMR (CDCl 3 , 75 MHz, ppm): δ 139.8, 132.4, 130.6, 124.31, 121.5, 109.3 . data identical to those reported.
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Synthesis of 1-(2-bromophenyl)-1H-pyrazole (1d):
A round bottomed flask was charged with pyrazole (14.6 mmol), 2-bromo-fluorobenzene (5.1 g, 29.3 mmol, 2.0 equiv.) and K 3 PO 4 (15.5 g, 73.4 mmol, 5.0 equiv.) in DMF (140 mL) and refluxed under nitrogen for 24 hrs. After the reaction, the mixture was cooled to room temperature. It was mixed with H 2 O and the organic layer was extracted with ethyl acetate. The solvent was removed and the crude product was purified by flash column chromatography on silica gel using (hexane : ethyl acetate, 91:9) to yield the desired compound as colorless liquid in 83% yield.
1
H NMR (CDCl 3 , 300 MHz, ppm): δ 7.81 (d, J = 2.3 Hz, 1H), 7.75 (d, J = 1.6 Hz, 1H), 7.70 (dd, J = 7.9, 1.4 Hz, 1H), 7.52 (dd, J = 7.9, 1.7 Hz, 1H), 7.42 (ddd, J = 7.9, 7.4, 1.4 Hz, 1H), 7.28 (ddd, J = 8.0, 7.4, 1.7 Hz, 1H), 6.47 (t, J = 2.1 Hz, 1H).
13
C NMR (CDCl 3 , 75 MHz, ppm): δ 140. 8, 139.9, 133.8, 131.3, 129.6, 128.3, 128.2, 118.6, 106 .5 data identical to those reported. 3) General procedure for C-H arylation followed by intramolecular cyclization reactions:
In a 5 mL snap vial with magnetic stirring bar the aryl halide (0.1 mmol, 1.0 equiv.), the corresponding alkyne (20.0 equiv.) and Rh-6G (0.01 mmol, 0.2 equiv.) were added and the mixture was degassed by "pump-freezethaw" cycles (×3) via a syringe needle. DIPEA (2.2 equiv.) and dry DMSO (total volume of the solution 1.5 mL), were added under N 2 and the resulting mixture was again degassed twice by syringe needle. This reaction mixture was transferred into a microreactor (capacity 1.7mL) and irradiated with blue light (455nm) under nitrogen at 25° C. The reaction progress was monitored by GC analysis. After 2.5 h to 24 h of irradiation, the reaction mixture was transferred to separating funnel, diluted with ethyl acetate and washed with 15 mL of water. The aqueous layer was washed three times (3 × 15 mL) with ethyl acetate. The combined organic phases were dried over MgSO 4 , filtered and concentrated in vacuum. Purification of the crude product was achieved by flash column chromatography using petrol ether/ethyl acetate as eluent.
S-5
Glass microreactors and irradiation setup used for photocatalysis:
The reaction mixture (1.5mL) was injected by syringe into the glass microreactor (LTF, 11×5.7cm×1.7mL internal volume, 0.3 mL volume of the reactor tubing) previously flushed with nitrogen. The flow reactor was cooled down to 25°C with a custom-made aluminum cooling block placed opposite to LEDs with a mirror to minimize loss of the light. 
Absorption spectra of Rh-6G and Rh-6G
•- 
4-Phenylpyrrolo[1,2-a]quinoline (3a):
6 N The compound was prepared according to the general procedure using 22.2 mg of 1-(2-bromophenyl)-1H-pyrrole, 9.5 mg of Rh-6G, 219.6L of phenylacetylene, 38.3L of DIPEA and 1.5mL dry DMSO. The reaction mixture was irradiated for 24h under N 2 . Purification of the crude product was achieved by flash column chromatography using petrol ether as eluent to yield the desired compound as greenish solid (13.8 mg, 60%). 
13
C NMR (CDCl 3 , 75 MHz, ppm): δ 139. 3, 133.0, 132.9, 131.1, 129.0, 128.7, 128.6, 128.3, 127.8, 124.5, 123.9, 118.3, 114.3, 113.0, 112.8, 103.6 4-(p-Tolyl)pyrrolo[1,2-a]quinoline (3b): 7 The compound was prepared according to the general procedure using 22.2 mg of 1-(2-bromophenyl)-1H-pyrrole, 9.5 mg of Rh-6G, 253.6L of 1-ethynyl-4-methylbenzene, 38.3L of DIPEA and 1.5mL dry DMSO. The reaction mixture was irradiated for 3 h under N 2 . Purification of the crude product was achieved by flash column chromatography using petrol ether as eluent to yield the desired compound as greenish solid (12.4 mg, 51%). 
C NMR (CDCl 3 , 75 MHz, ppm): δ 137. 8, 136.1, 132.64, 132.59, 130.9, 129.2, 128.6, 128.2, 127.4, 124.3, 123.6, 117.7, 114.0, 112.7, 112.5, 103.3, 21.3 
4-(4-Methoxyphenyl)pyrrolo[1,2-a]quinoline (3c):
8 The compound was prepared according to the general procedure using 22.2 mg of 1-(2-bromophenyl)-1H-pyrrole, 9.5 mg of Rh-6G, 259.3L of 1-ethynyl-4-methoxybenzene, 38.3L of DIPEA and 1.5mL dry DMSO. The reaction mixture was irradiated for 2.5 h under N 2 . Purification of the crude product was achieved by flash column chromatography using petrol ether as eluent to yield the desired compound as greenish solid (13 mg, 50%). 132.5, 132.3, 131.4, 131.0, 129.4, 128.5, 127.3, 124.3, 123.6, 117.5, 114.0, 113.9, 112.7, 112.5, 103.2, 55.3 4-(4-Fluorophenyl)pyrrolo[1,2-a]quinoline (3d):
6
The compound was prepared according to the general procedure using 22.2 mg of 1-(2-bromophenyl)-1H-pyrrole, 9.5 mg of Rh-6G, 229.2L of 1-ethynyl-4-fluorobenzene, 38.3L of DIPEA and 1.5mL dry DMSO. The reaction mixture was irradiated for 2.5 h under N 2 . Purification of the crude product was achieved by flash column chromatography using petrol ether as eluent to yield the desired compound as light green solid (11.9 mg, 48%).
1
H NMR (CDCl 3 , 300 MHz, ppm): δ 7.93 (dd, J = 3.2, 1.6 Hz, 1H), 7.89 (d, J = 8.4 Hz, 1H), 7.68 (m, 3H), 7.51 (t, J = 7.2 Hz, 1H), 7.35 (t, J = 6.8 Hz, 1H), 7.17 (t, J = 8.8 Hz, 2H), 6.95 (s, 1H), 6.80 (dd, J = 3.6, 2.8 Hz, 1H), 6.56 (dd, J = 4.0, 1.6 Hz, 1H).
13
C NMR (CDCl 3 , 75 MHz, ppm): δ 164. 0, 161.6, 135.2, 135.1, 132.8, 131.8, 131.0, 130.3, 130.2, 130.1, 128.9, 127.9, 124.3, 124.0, 118.3, 118.3, 115.8, 115.6, 114.3, 113.0, 112.9, 104.9, 103.4 
1-(4-Phenylpyrrolo[1,2-a]quinolin-8-yl)ethan-1-one (3e):
The compound was prepared according to the general procedure using 26.4 mg of 1-(4-bromo-3-(1H-pyrrol-1-yl)phenyl)ethan-1-one, 9.5 mg of Rh-6G, 219.6L of phenylacetylene, 38.3L of DIPEA and 1.5mL dry DMSO. The reaction mixture was irradiated for 3h under N 2 . Purification of the crude product was achieved by flash column chromatography using petrol ether/ethyl acetate (95:5) as eluent to yield the desired compound as yellow solid (16.5 mg, 58%). 
1-(4-(p-Tolyl)pyrrolo[1,2-a]quinolin-8-yl)ethan-1-one (3f):
The compound was prepared according to the general procedure using 26.4 mg of 1-(4-bromo-3-(1H-pyrrol-1-yl)phenyl)ethan-1-one, 9.5 mg of Rh-6G, 253.6L of 1-ethynyl-4-methylbenzene, 38.3L of DIPEA and 1.5mL dry DMSO. The reaction mixture was irradiated for 3 h under N 2 . Purification of the crude product was achieved by flash column chromatography using petrol ether/ethyl acetate (95:5) as eluent to yield the desired compound as yellow solid (16.2 mg, 54%). 67 -7.57 (m, 2H), 7.42 -7.28 (m, 2H) , 6.97 (s, 1H), 6.84 (dd, J = 3.9, 2.9 Hz, 1H), 6.68 (dd, J = 3.9, 1.2 Hz, 1H), 2.73 (s, 3H), 2.45 (s, 3H).
13
C NMR (CDCl 3 , 75 MHz, ppm): δ 197.4, 138.6, 135.7, 135.6, 135.4, 132.5, 129.5, 128.7, 128.5, 128.4, 123.7, 117.0, 114.2, 113.9, 113.5, 105.0, 27.0, 21.5 
1-(4-(4-Methoxyphenyl)pyrrolo[1,2-a]quinolin-8-yl)ethan-1-one (3g):
The compound was prepared according to the general procedure using 26.4 mg of 1-(4-bromo-3-(1H-pyrrol-1-yl)phenyl)ethan-1-one, 9.5 mg of Rh-6G, 259.3L of 1-ethynyl-4-methoxybenzene, 38.3L of DIPEA and 1.5mL dry DMSO. The reaction mixture was irradiated for 2.5 h under N 2 . Purification of the crude product was achieved by flash column chromatography using petrol ether/ethyl acetate (95:5) as eluent to yield the desired compound as yellow solid (23.6 mg, 75%). 135.4, 135.3, 132.5, 131.2, 131.1, 129.7, 128.7, 128.6, 123.8, 116.8, 114.3, 114.2, 113.9, 113.5, 105.0, 55.6, 27 
1-(4-(4-Fluorophenyl)pyrrolo[1,2-a]quinolin-8-yl)ethan-1-one (3h):
The compound was prepared according to the general procedure using 26.4 mg of 1-(4-bromo-3-(1H-pyrrol-1-yl)phenyl)ethan-1-one, 9.5 mg of Rh-6G, 229.2L of 1-ethynyl-4-fluorobenzene, 38.3L of DIPEA and 1.5mL dry DMSO. The reaction mixture was irradiated for 2.5 h under N 2 . Purification of the crude product was achieved by flash column chromatography using petrol ether/ethyl acetate (95:5) as eluent to yield the desired compound as yellow solid (15.1 mg, 50%).
1
H NMR (CDCl 3 , 300 MHz, ppm): δ 8.52 (s, 1H), 8.08 (dd, J = 3.0, 1.4 Hz, 1H), 7.88 (dd, J = 8.2, 1.6 Hz, 1H), 7.79 -7.60 (m, 3H), 7.19 (t, J = 8.7 Hz, 2H), 6.96 (s, 1H), 6.84 (dd, J = 3.9, 2.9 Hz, 1H), 6.62 (dd, J = 3.9, 1.4 Hz, 1H), 2.73 (s, 3H).
13
C NMR (CDCl 3 , 75 MHz, ppm): δ 197.4, 164.7, 161.4, 135.7, 134.68, 134.63, 132.6, 130.9, 130.2, 130.1, 128.8, 128.3, 123.8, 117.3, 116.0, 115.7, 114.2, 114.1, 113.6, 104.9, 27. 
S-9
The compound was prepared according to the general procedure using 26.4 mg of 1-(4-bromo-3-(1H-pyrrol-1-yl)phenyl)ethan-1-one, 9.5 mg of Rh-6G, 273 mg of 1-chloro-4-ethynylbenzene, 38.3L of DIPEA and 1.5mL dry DMSO. The reaction mixture was irradiated for 2.5 h under N 2 . Purification of the crude product was achieved by flash column chromatography using petrol ether/ethyl acetate (95:5) as eluent to yield the desired compound as yellow solid (15.9 mg, 50%).
1
H NMR (CDCl 3 , 600 MHz, ppm): δ 8.53 (s, 1H), 8.08 (dd, J = 2.9, 1.4 Hz, 1H), 7.89 (dd, J = 8.1, 1.6 Hz, 1H), 7.73 (d, J = 8.1 Hz, 1H), 2H), 2H), 6.97 (s, 1H) , 6.85 (dd, J = 3.9, 2.9 Hz, 1H), 6.62 (dd, J = 3.9, 1.4 Hz, 1H), 2.73 (s, 3H).
13
C NMR (CDCl 3 , 151 MHz, ppm): δ197.4, 137.1, 135.8, 134.6, 134.5, 132.7, 130.7, 129.8, 129.8, 129.1, 128.9, 128.2, 123.9, 117.4, 114.3, 114.2, 113.6, 104.9, 27.0 
4-Phenyl-8-(trifluoromethyl)pyrrolo[1,2-a]quinoline (3j):
The compound was prepared according to the general procedure using 29 mg of 1-(2-bromo-5-(trifluoromethyl)phenyl)-1H-pyrrole, 9.5 mg of Rh-6G, 219.6L of phenylacetylene, 38.3L of DIPEA and 1.5mL dry DMSO. The reaction mixture was irradiated for 4 h under N 2 . Purification of the crude product was achieved by flash column chromatography using petrol ether as eluent to yield the desired compound as light green solid (15 mg, 52%).
1
H NMR (CDCl 3 , 600 MHz, ppm): δ 8.14 (s, 1H), 7.99 (dd, J = 2.8, 1.2 Hz, 1H), 7.78 (d, J = 8.2 Hz, 1H), 7. 75 -7.62 (m, 2H), 7.59 -7.48 (m, 4H) , 7.00 (s, 1H), 6.86 (dd, J = 3.9, 2.9 Hz, 1H), 6.67 (dd, J = 3.9, 1.3 Hz, 1H).
13
C NMR (CDCl 3 , 151 MHz, ppm): δ 138. 6, 135.3, 132.4, 131.1, 129.4, 129.3, 128.8, 128.7, 127.1, 125.2, 123.4, 121.6, 120.26, 120.24, 117.1, 113.8, 113.5, 111.7, 111.67, 111.64, 111.62, 104 
4-(p-Tolyl)-8-(trifluoromethyl)pyrrolo[1,2-a]quinoline (3k):
The compound was prepared according to the general procedure using 29 mg of 1-(2-bromo-5-(trifluoromethyl)phenyl)-1H-pyrrole, 9.5 mg of Rh-6G, 253.6L of 1-ethynyl-4-methylbenzene, 38.3L of DIPEA and 1.5mL dry DMSO. The reaction mixture was irradiated for 4 h under N 2 . Purification of the crude product was achieved by flash column chromatography using petrol ether as eluent to yield the desired compound as light green solid (18.2 mg, 56%).
1
H NMR (CDCl 3 , 300 MHz, ppm): δ 8.13 (s, 1H), 7.97 (dd, J = 2.9, 1.4 Hz, 1H), 7.76 (d, J = 8.1 Hz, 1H), 7.70 -7.59 (m, 2H), 7.59 -7.49 (m, 1H), 7.40 -7.27 (m, 2H), 6.98 (s, 1H), 6.85 (dd, J = 3.9, 2.9 Hz, 1H), 6.68 (dd, J = 3.9, 1.3 Hz, 1H), 2.46 (s, 3H).
S-10
13
C NMR (CDCl 3 , 75 MHz, ppm): δ 138. 6, 135.7, 135.2, 132.3, 131.1, 129.5, 129.3, 128.4, 127.1, 120.24, 116.8, 113.7, 113.5, 111.6, 104.8, 21.5 
4-(4-Methoxyphenyl)-8-(trifluoromethyl)pyrrolo[1,2-a]quinoline (3l):
The compound was prepared according to the general procedure using 29 mg of 1-(2-bromo-5-(trifluoromethyl)phenyl)-1H-pyrrole, 9.5 mg of Rh-6G, 259.3L of 1-ethynyl-4-methoxybenzene, 38.3L of DIPEA and 1.5mL dry DMSO. The reaction mixture was irradiated for 4 h under N 2 . Purification of the crude product was achieved by flash column chromatography using petrol ether as eluent to yield the desired compound as green solid (14 mg, 41%).
1
H NMR (CDCl 3 , 300 MHz, ppm): δ 8.14 (s, 1H), 7.97 (dd, J = 3.0, 1.3 Hz, 1H), 7.76 (d, J = 8.1 Hz, 1H), 7.72 -7.62 (m, 2H), 7.54 (dd, J = 8.1, 1.0 Hz, 1H), 7.12 -7.00 (m, 2H), 6.96 (s, 1H), 6.85 (dd, J = 3.7, 2.9 Hz, 1H), 6.68 (dd, J = 3.8, 1.3 Hz, 1H), 3.90 (s, 3H).
13
C NMR (CDCl 3 , 151 MHz, ppm): δ 160. 1, 134.9, 132.3, 131.2, 131.0, 129.7, 129.2, 129.1, 128.8, 127.2, 127.0, 125.2, 123.4, 121.6, 120.25, 120.23, 120.21, 120.18, 116.6, 114.3, 113.5, 111.66, 111.63, 111.60, 111.57, 104.8, 55.6 
4-(4-Fluorophenyl)-8-(trifluoromethyl)pyrrolo[1,2-a]quinoline (3m):
The compound was prepared according to the general procedure using 29 mg of 1-(2-bromo-5-(trifluoromethyl)phenyl)-1H-pyrrole, 9.5 mg of Rh-6G, 229.2L of 1-ethynyl-4-fluorobenzene, 38.3L of DIPEA and 1.5mL dry DMSO. The reaction mixture was irradiated for 4 h under N 2 . Purification of the crude product was achieved by flash column chromatography using petrol ether as eluent to yield the desired compound as green solid (13.5 mg, 41%). 
